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[57] ABSTRACT 

Novel liquid crystal ester compounds exhibiting a low 
or negative dielectric anisotropy have a structural for 
mula: 

where R1 is an alkyl group, R2 is an alkyl or alkoxy 
group, 

is a 1,4-disubstituted bicyclo(2,2,2) octane ring and 
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is a 1,4-disubstituted ring selected from the following: 
(i) a 1,4-disubstituted bicyclo(2,2,2) octane ring; 
(ii) a trans-1,4-disubstituted cyclohexane ring; 
(iii) a laterally substituted benzene ring 

Y Z 

where of the two groups Y and Z one is a halogen or 
a cyano group and the other is hydrogen or a halogen 
or a cyano group such that Y is the same as Z. 

These esters may be used in a number of known applica 
tions including liquid crystal materials for multiplexed 
twisted nematic devices. 

The esters may be made by preparative methods involv 
ing known steps. 

9 Claims, 7 Drawing Figures 
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LIQUID CRYSTAL ESTER COMPOUNDS ‘ ' EXHIBITING A LOW OR NEGATIVE DIELECTRIC 

ANISOTROPY AND LIQUID-CRYSTAL 
MATERIALS AND DEVICES INCORPORATING 

SUCH COMPOUNDS 

The present invention relates to liquid crystal ester 
compounds exhibiting a low or negative dielectric an 
isotropy and liquid crystal materials and devices incor 
porating such compounds. 
The use of liquid crystal materials to exhibit electro 

optic effects in display devices such as digital calcula 
tors or watches is now well known. One of the parame 
ters of a liquid crystal material which is important in 
relation to electro-optical operation is the dielectric 
anisotropy (A6) of the material. This is the difference, 
for a given frequency and temperature between the 
average dielectric constant measured parallel (6“) to 
the molecules of the material, e.g. when aligned to 
gether, less the average dielectric constant measured 
perpendicular (Q) to the molecules. 
The sign and magnitude of the dielectric ‘anisotropy 

of a given liquid crystal material is one of the major 
parameters which determine the kinds of electro-optic 
devices in which that material may be used. 
For example, materials having a positive dielectric 

anisotropy, herein referred to as ‘positive’ materials, eg 
mixtures of 4-alkyl-or-alkoxy-4'-cyanobiphenyls and a 
4"-alkyl-or-alkoxy-4-cyano-p~terphenyl may be used in 
known twisted nematic effect devices (if nematic) or 
known cholesteric-to-nematic phase change effect de 
vices (if cholesteric) in which the molecular arrange 
ment is changed from the focal conic to the homeo 
tropic texture. 

Materials having a negative dielectric anisotropy 
herein referred to as ‘negative’ materials (of suitable 
resistivity) may be used in known dynamic scattering 
effect devices (if nematic) or cholesteric memory mode 
devices (if cholesteric). . 

Materials having a large negative dielectric anisot 
ropy, as well as those having a low dielectric anisotropy 
(negative or positive), may also be mixed with those 
having a positive dielectric anisotropy to produce mix 
tures whose overall dielectric anisotropy is positive (but 
reduced in magnitude). . 

According to the present invention in a ?rst aspect 
there is provided a novel liquid crystal ester compound 
exhibiting a low or negative dielectric anisotropy hav 
ing a structural formula: 

(I) 

where R1 is an alkyl group, R2 is an alkyl or alkoxy 
group - 
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is a 1,4 disubstituted ring selected from the following: 
(i) a 1,4 disubstituted bicyclo(2,2,2)octane ring; 
(ii) a trans, 1,4 disubstituted cyclohexane ring; 
(iii) a laterally substituted benzene ring 

Y z 

where of the two groups Y and Z one is a halogen 
or a cyano group and the other is hydrogen or a 
halogen or a cyano group such that Y is the same as 
Z. 

Thus, where 

Y Z 

Y is a halogen or cyano group and Z is hydrogen; or Z 
is a halogen or cyano group and Y is hydrogen; or Z 
and Y are the same and are halogens or cyano groups. 
Preferably, Z and/or Y if a halogen is F or C1. 
The groups R] and R2 preferably contain eighteen or 

less carbon atoms, desirably twelve or less carbon 
atoms. These groups may be normal or branched. If 
branched, one or both may contain a chiral centre in 
which case the compound may be optically active. If 
R1 and R2 are normal groups then the compound is 
nematogenic. Preferably R1 is n-alkyl containing be 
tween 1 and 12 carbon atoms inclusive and R2 is n-alkyl 
containing between 1 and 12 carbon atoms inclusive (if 
nematogenic) or is (+)—2 methylbutyl (if optically 
active). 
By a ‘liquid crystal compound’ is meant a compound 

in one of the following two known categories: 
(i) Compounds which normally exhibit a liquid crys 

tal phase: 
(ii) Compounds which do not normally exhibit a liq 

uid crystal phase but which nevertheless usefully 
affect some aspect of liquid crystal behaviour when 
dissolved in other liquid crystal compounds. 

Compounds in category (ii) show a ‘monotropic’ or a 
‘virtual’ liquid crystal to isotropic liquid transition at a 
temperature below the melting point of their solid 
phase. The monotropic or virtual transition may be 
detected respectively by rapid cooling of the liquid 
phase or by dissolving the compound in a material ex 
hibiting a liquid crystal phase, observing the change in 
the transition to the isotropic liquid phase of the mate 
rial by the addition and calculating the virtual transition 
temperature by extrapolation. Compounds in category 
(ii), might for example be usefully dissolved in other 
liquid crystal compounds to extend or vary the liquid 
crystal temperature ranges of the compounds or to vary 
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the molecular helical pitch (in the case of cholesteric 
liquid crystals). 
The compounds according to formula (I), which are 

esters of l-alkyl-4-carboxy bicyclo(2,2,2)octanes and 
various substituted phenols or analogous bicyclo(2,2, 
2)octane or cyclohexane compounds may be prepared 
by known procedures. In each case the carboxylic acid 
is preferably converted into its acid chloride by conven 
tional reaction with thionyl chloride. The acid chloride 
is then reacted with the appropriate phenol or analo 
gous compound under known conditions to give the 
ester. 
One or more compounds according to formula (I) 

may be used in any of the following applications: 
(i) together with a positive nematic material giving an 

overall positive nematic material for use in twisted ne 
matic effect devices particularly multiplexed devices; 
an example of such a device is give below; 

(ii) either alone (if A6 is large and negative), or to 
gether with another nematic material, preferably nega 
tive, giving an overall negative material (eg if As is 
small) preferably also with a pleochroic dye, in Freede 
ricksz effect devices in which the molecular arrange 
ment may be changed from the homeotropic texture 
(OFF state) to the homogeneous texture (ON state); an 
example of such a device is given below; 

(iii) together with a nematic material giving an over 
all positive nematic material, preferably also with a 
pleochroic dye, in Freedericksz effect devices in which 
the molecular arrangement may be changed from the 
homogeneous texture (ON state) to the homeotropic 
texture (OFF state) by an electric ?eld; ' 

(iv) together with an optically active material giving 
an overall negative material which is a cholesteric of 
suitable resistivity (about 109 ohm-cm), in cholesteric 
memory mode devices in which the molecular arrange 
ment may be changed from a twisted homogeneous 
texture (OFF state) to a turbulent scattering focal conic 
texture (ON state) by an electric ?eld; 

(v) together with an optically active material giving 
an overall negative material which is a cholesteric, 
preferably together also with a pleochroic dye, in cho 
lesteric-to-nematic phase change effect devices in 
which the molecular arrangement may be changed from 
a weakly scattering surface aligned homeotropic texture 
(OFF state) to a strongly scattering twisted homogene 
ous texture (ON state) by an electric ?eld; 

(vi) together with an optically active material giving 
an overall positive material which is a cholesteric, pref 
erably together also with a pleochroic dye, in cholester 
ic-to-nematic phase change effect devices in which the 
molecular arrangement may be changed from a scatter 
ing focal conic texture (OFF state) to a clear homeo 
tropic texture (ON state) by an electric ?eld; 

(vii) together with a nematic material giving an over 
all negative nematic material of suitable resistivity 
(about 109 ohm-cm), in dynamic scattering effect de 
vices in which the molecular arrangement may be 
changed from a clear homeotropic texture (OFF state) 
to a turbulent scattering texture (ON state) by an elec 
tric ?eld; 

(viii) together with a positive nematic material giving 
an overall positive nematic material in two frequency 
switching effect devices in which the dielectric anisot 
ropy of the material may be changed from (at low fre 
quency) positive (OFF state) to negative (ON state) by‘ 
the application of a high frequency electric ?eld.v 

45 

60 

4 
The construction and operation of the above devices 

and the ‘general-kinds of material which are suitable for 
use'in' them arezthe'rriselves known. 4 

It will be apparent to those skilled in the art that in 
the aboveapplications where mixtures are formed these 
mixtures can have the value and sign of their dielectric 
anisotropy controlled as required by control of the 
proportions of the materials blended together to form 
them. ‘ 

Where a material is added to one or more compounds 
according to formula (I) the material may itself be a 
mixture of 2 or more, compounds. 

Mixtures may be formed in a known way, e.g. simply 
by heating the constituent compounds to form an over 
all isotropic liquid, stirring the‘ liquid and allowing it to 
cool. I _ I 

The compounds according to formula (I) may use 
fully reduce operatingvvoltages in the above applica 
tions as well as enhance negativity or reduce‘ipositivity 
of the dielectric anisotropy; this may usefully affect 
other properties, e.g. multiplexability in twisted nematic 
effect devices or switching frequency in ‘two-frequency 
switching effect devices. ' ' 

According to the present invention in a second aspect 
there is provided a mixture of liquid crystal compounds 
including at least one compound according to formula 
(I) above. Such a mixture may, depending on its se 
lected composition and properties, be used in any one of 
the applications (i) to (vii) above. " 
‘An example of a mixture according to the second 

aspect which may be used in multiplexed twisted ne 
matic devices is one including, in addition to at least one 
compound according to formula (1) above, one or more 
4'-alkyl- or 4'-alkoxy-4-cyanobiphenyls and one or more 
of the following compounds: 

' (II) 

(III) 

(IV) 

(V) 

.' . ‘ (V1) 

R i! © @ CN 
(VII) 

R=n-alkyl, together with other esters e.g. of the form 

COO R’, 

65 R'=n-alkyl as necessary‘having a low dielectric anisot 
ropy. . 

Preferably the 4'-alkyl- or 4’-alkoxy-4-cyanobiphe 
nyls constitutelbetween about 10 and 90% byvweight of 
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the mixture and the compounds selected from formulae 
(II) to (VII) constitute not more than about 20% by 
weight in total, the remainder being one or more com 
pounds, according to Formula (I) above together with 
other esters as necessary. 

Preferably each 4’-alkyl- or 4'-alkoxy-4-cyanobiphe 
nyl incorporated in the mixture has ?ve or less carbon 
atoms in its alkoxy or alkyl group. Preferably this num 
ber of carbon atoms is odd when the group is an alkoxy 
group and is even when the group is an alkyl group. 
As more general examples, the mixture according to 

the second aspect may be a compound according to 
formula (I) above mixed together with one or more 
compounds in the following known families for use in 
one or more of the applications given above 

(0 

Y O 
(iii) 

(iv) 

R0 Y 

(v) 

R Y 

M) 

R Y 

(vii) 

R—@ COO-X-Y 
(viii) 

R4@— CO0— X- Y 

' (ix) 
0 

Y 

I (x) 

CEC 

6 
-continued 

(Xi) 

(xii) 

l0 

(xiii) 

15 

(xiv) 
O 

20 

(Xv) 

25 

(xvi) 

- >Ro‘@~coo—x—v 
3O 

(xvii) 

35 
’ (xviii) 

40 (xix) 

RA®~ COO—X—Y 
45 

where 

50 

is a cyclohexane ring, 

55 

6O . . . . 

IS a b1cyclo(2,2,2)octane rlng, X 1s a 1,4 phenylene 
group ' 

65 
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or a 4,4’biphenylyl group 

or a 2,6 naphthyl group 

and Y is CN, or R1, or OR1 or CO.O—-X—Yl where Y1 
is CN, or R’ or OR’; the de?nition of R' being the same 
as that of R. 

According to the present invention in a third aspect a 
liquid crystal device includes two dielectric substrates 
at least one of which is optically transparent, a layer of 
liquid crystal material sandwiched between the sub 
strates and electrodes on the inner surfaces of the sub 
strates to enable an electric ?eld to be applied across the 
layer of liquid crystal material to provide an electro-op 
tic effect therein, characterized in that the liquid crystal 
material consists of or includes a compound according 
to formula (I) above. 
The device according to the third aspect may be a 

twisted nematic effect device, which may or may not be 
operated in a multiplexed fashion, a cholesteric-to 
nematic phase change effect device, a Freedericksz 
effect device, a two-frequency switching effect device, 
a cholesteric memory mode device or a dynamic scat 
tering effect device all constructed in a known manner. 
The various ways in- which compounds according to 
formula (I) may be used in these devices are outlined 
above and will be further apparent to those skilled in the 
art. 
Examples of the preparation and properties of com 

pounds according to formula (1) above will now be 
given. 

EXAMPLE 1 

The intermediate compounds 1-bromo-4-a1kyl substi 
tuted bicyclo[2,2,2]octanes are used to prepare interme 
diate acids used in the preparation of the esters as de 
scribed below. These bromo compounds may be pre 
pared by the following route: 

R1 CHgCHgCN 

R1—CH2—CO.CH3% 
cn3.0c CHzCHZCN 

STEP Bl 

R; CHZCHZCOzH 
/ STEP 01 ; 

CH3.OC \cuzcuzcozn 

10 
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8 
-continued 

R1 
=0 STEP D1 3 R] 

// 

on 

cu3.oc 

STEP E1 

OH STEP Fl 5 R1 

R1 as de?ned above 

STEP Al: The production of 3-acetyl-1,5-dicyano-3 
substituted pentane. 

STEP B1: The production of 3-acetyl-3-substituted 
pentane-1,5-dicarboxy1ic acid. 

STEP C1: The production of 4-acetyl-4-substituted 
cyclohexanone. 

STEP D1: The production of l-hydroxy-4-substituted 
bicyclo[2.2.2]octan-3-one. 

STEP E1: The production of l-hydroxy-4-substituted 
bicyclo[2.2.2]octane. 

STEP F1: The production of 1-bromo-4—substituted 
bicyclo[2.2.2]octane. 
All six of these steps may be carried out by methods 

essentially analogous to those for R=methyl and ethyl 
described by H. D. Holtz and L. M. Stock in the Prepa 
ration of 1-Carboxy-4-Substituted Bicyclo[2,2,2]0c~ 
tanes, J. Am. Chem. Soc, 86, 5183 (1964). 

EXAMPLE 2 

This Example describes the preparation of 4-alkyl-2 
halogeno phenols which may be the intermediates used 
to form the esters in Example 11 below. The following 
route is used: 

Z1 Z1 . 

STEP B2 

OCH3 STEP C2 5 R 

where Z1 is fluoro, chloro, or bromo. 
STEP A2: The production of 4-alkanoyl-2-halogeno 

anisoles. - 

STEP B2: The production of 4-alkyl-2-halogeno 
anisoles. 

STEP C2: The production of 4-a1kyl-2-halogeno 
phenols. 
All three of these steps may be carried out essentially 

by the steps described in UK. patent application Ser. 
No. 8,031,248 for Z1=fluoro. 



4,400,061 
9 

EXAMPLE 3 

This Example describes the preparation of‘4-alkyl-3 
halogenophenols which may be the intermediates used 
to form the esters in Example ll below from the ‘com 
mercially available Z-halogenoanisoles, by the follow 
ing route: 

STEP B3 

Y1 

STEP C 3 
R OCH 3 R Ql-l 

where Y] is ?uoro, chloro, or bromo. 
‘STEP A3: The production of 4-alkanoyl~3-halogeno 

anisoles. I 

STEP B3: The production of 4-alkyl-3-halogeno 
anisoles. 

STEP C3: The production of 4alkyl-3-halogeno 
phenols. 
All three of these steps may be carried out essentially 

by the steps described in UK patent application Ser. 
No. 8,031,248 for Y] :F. 

EXAMPLE 4 

This Example describes the preparation of‘ 4-alkyl-2 
cyanophenols, which may be the intermediates used in 
the preparation of the esters in Example 11 below, by 
the following route: 

Ur CN 

STEP A4: The production of‘ 4-alkyl-2-cyanophenols. 
This Step [may be carried out by treating the'product 

of Step C2 by a conventional cyanation, e.g. using cu 
prous cyanide. 

EXAMPLE 5 
This Example describes the preparation of 4-alkyl-3 

cyanophenols, which may be the intermediates used in 
the preparation of the esters in Example ll below, by 
thetf‘ollowing route: 3 

Br CN 

R 0H STEP A5 a R 

STEP A5: Theproduction vof 4-alky'l-3rcyanophenols. 
This Step may be carried out by‘t'rea'tin'g the product 

of Step C3 by a conventional cyanation, e.g. byyusing 
cuprous cyanide. ’ ' ' ‘ i ' 
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EXAMPLE 6 

This Example describes the preparation of trans-l 
alkyl-4-cyclohexanols from the corresponding commer 
cially available 4-alkylphenols by the following route: 

R 0H STEP A6 E 

R =0 STEP B6 5 R 

STEP A6: The production of 1-alkyl-4-cyclohexa 
I nones. 

This Step may be carried out by the method of J. 
Pines and V. Ipatieff, in JACS, 61, 2728 (1939). 
STEP B6: The production of trans-l-alkyl-4-cyclo-hex 

anols. 
This Step may be carried‘ out by the method of E. L. 

Eliel, R. J. L. Martin and D. Nasyuri, described in Or~ 
ganic Synthesis. 47, 16 (I967). 
The trans-Ll-alkyl-4-cyclohexanols produced in this 

Example may be the intermediates used in the produc 
tion of esters as in Example ll below. 

EXAMPLE 7 
This Example describes the preparation of various 

alkoxy phenols which may be used as intermediates in 
the preparation of liquid crystal esters such as the esters 
formed in Example 11 below. 
The following procedure is used: 

where Y’ is F, Cl, Br or CN and Z’ is H, 
or Y’ is H and Z’ is F, Cl, Br or CN, 
or Y’ and Z’ are both Cl, 

‘ and R’; is alkoxy. 
' Steps A7 to ‘D7 are steps which are themselves well 

‘known 'to'lhose skilled in the art of organic chemistry. 
The starting compound 
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OH 5 

EXAMPLE 10 

This Exampledescribes the preparation of 4-alkyl-2,3 
dichloro phenol and 4-alkyl-2,3 di-cyanophenol' by the 
following route: . 

c1 c1 c1 c1 

OCH; 51% a'co ocn; 

\l/STEP B10 
cN CN C! 

l R ‘ OH‘MR 0cm 

is not ‘commercially available may be obtained from the 
corresponding anisole > 

EXAMPLE 8 

This Example describes the preparation of 4-alkoxy 
2,3 dicyanophenols, which may be used as intermediates 
in the preparation of the ester described in Example 11 
below, by the following route: ' 

CN CN 

HO R,Z STEP A8 9 HO 

where R'g=alkoxy. 
STEP A8 , 

This Step is carried out by a conventional cyanation 
treatment, e.g. by using cuprous cyanide. The starting 
material is the product of Step D7 where Y’ and Z’ are 
both C1. 

EXAMPLE 9 

1-hydroxy-4-substituted bicyclo-octanes of the form 

HO ' R1, 

which may be used as intermediates in Example 11 
below, may be prepared as in Example 1 above (Steps 
A1 to E1). , “ , > , 

25 
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‘OH éSTEP C10 R 

STEP A9: The production of 4-alkanoyl-2,3-dichloro 
anisoles. 

STEP B9: The 
dichloroanisole's. 7 

STEP C9: The production ‘ of 4-alkyl-2,3-dichloro 
phenols. ‘ " 

STEP D9: The production of 4-alkyl-2,3-dicyano 
phenols. 
Steps A10 to C10 may be carried out in essentially the 

same way as Steps A2 to C2 respectively and Step D10 
may be carried out by a standard cyanation treatment; 
e.g. by using cuprous cyanide. ‘ 
The products of Step C10 and D10 may be used as 

intermediates of the preparation of the esters in Exam 
ple llibelow. 

production of _ 4-alkyl-2,3 

EXAMPLE 11‘ ~ 

The production of ester derivatives of 1-carboxy-4 
alkyl substituted bicyclo[2.2.2]octane may be carried 
out by the following route: 

Br STEP All E R1 

CO2“ STEPBll 5 RI ‘ CO.Cl 

STEP C11 

, R‘, R'; as de?ned above (formula (1)). 

STEP Al 1': ’ t-carboxy-4-substituted-bicyclo[2.2.2100 
tane may be prepared from l-bromo-4-substituted 

|bicyclo[2.2.2]octane ‘prepared in Example 1, by a 
_ J modi?cation of the‘ reaction described for R=methyl 

4 and ethyl in the paper vmentioned above by H. 
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Holtz and L. M. Stock, J. Am. Chem. Soc, 86, 5183 
(1964). ‘ _ 

STEP B11: The production of 4-substituted l-bicy 
clo[2.2.2]octanoyl chloride. 
A solution of l-carboxy-4-substituted bicyclo[2.2. 

2]octane (0.0018 mole) in dry toluene (10 cm3) is heated 
under re?ux with thionyl chloride (1 cm3) for one hour 
under anhydrous conditions and then allowed to cool. 
The mixture is evaporated to dryness under vacuum 
and then more dry toluene (10 cm3) is added and-the 
resultant solution is again evaporated to dryness under 
vacuum. The acid chloride residue is'used in the next 
step C5 without further puri?cation. 
STEP C11: Ester derivatives of 1-carboxy-4-substituted 

bicyclo[2.2.2]octanes may be prepared by a suitable 
modi?cation of the reaction described for the prepa 
ration of l,4-bicyclo[2.2.2]octylene di-4-methox 
ybicyclo[2.2.2]octane-l-carboxylate by M. J. S. 
Dewar and R. S. Goldberg in a ‘paper on ‘The Role of 
p-Phenylene Groups in Nematic Liquid Crystals,’ J. 
Am. Chem. Soc, 92, 1582 (1970) using the acid chlo 
ride prepared in step B2. This is a conventional esteri 
?cation between an acid chloride and a substituted 
phenol or analogous compound. The acid chloride is 
the product of Step B5 and the phenol or analogous 
compound may be the product of any one of Steps 
A5. C2, C3, A4, A5, B6, D7, A8, C10 or D10 as 
appropriate. 
Examples of products of Example 11 are given in 

Tables 1 to 10 below. 
In Tables 1 to 10 below the following symbols are 

used: 
N-I=nematic to isotropic liquid transition temperature 
C-I=crystalline solid to isotropic liquid transition tem 

perature 
SBéI =‘smectic B to isotropic liquid transition tempera 

ture 
C-SB=crystalline solid to smectic B transition tempera 

ture 
C-N=crystalline solid to nematic transition tempera 

ture 
Ch-I =cholesteric to isotropic liquid transition tempera 

ture 
C-Ch=crystalline solid to cholesteric transition tem 

perature 
( ) denotes a monotropic transition temperature 
[ ] denotes a virtual transition temperature 
(+)—denotes an optically active isomer having a posi 

tive optical rotation angle 
Tdenotes a compound which although smectic, to 

make comparisons possible with other TNJ values, 
has been used to obtain a virtual N-I value from the 
properties of a range of mixtures of the compound 
with a known nematic system (the BDH mixture E7) 
which strongly represses the smectic B properties. 

TABLE 1 
Compounds of the formula 

0 

5 

20 

30 

35 

40 

45 

50 

60 

65 

4,400,061“ 
.14 

TABLE l-continued 

Compounds of the formula 
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TABLE 3 

Optically active compounds of the formula 

16 
TABLE 7 

Compounds of the formula 

1:: 
5 

R] COO R2 

R1 COO R2‘ 

R1 R2 C-Sg ("(1) Sg—l (°C.) N'—l1" ("C.) 

where Rf : (+)-2 methylhulyl m n'C5HIl I\—C5H|| 17 96 [92] 

C-Ch or 

R] C-l (°C.) Ch-l ‘ 

n~C3H7 36 (13.5) TABLE 8 
u—C4Hq 27 [l] H Compounds of the formula 

n-C5H11 43 (2o) ‘ 

new]; 31 (21.5) B‘ 
n-C7H]5 32.5 (29.5) 
H-CgHj’] 22 33 

R| Coo R2 
20 

TABLE 4 
Compounds of the formula R‘ R2 C_N lac‘) N—[ (‘,C') 

n-C5HH n-C5ll1l 14.5 27 
F 

25 
TABLE 9 

Rl COO R3 Compounds of the formula 

C-—N or N——] 30 R ‘ 

R‘ R2 (._1 (“0) (WC) 1 (.00 R3 

n-C3H7 n-C5H|| 33 (24) 
n-cti-it, I1—C5H|1 4: [l4] CN CN 
n-C5H11 n-C5H11 44.5 (3845) 
n-ChHU H-CSHH 4‘) (3D) 35 R] R2 
u<(_7ll|5 n-Ljlln WC‘H‘) WC‘HQ 

II-C4Hq II~C5H1 I 
n-C5H11 n-C4Hq 

TABLE 5 n-C5HH n-Cgl-ln 

Compounds of the formula 40 

CN TABLE 10 

Compounds of the formula 

R; COO R2 45 

R; C00 R; 

R] R; (""‘N (‘(1) N-l ("C.) 

II-C5HH n-C5H|] 27.5 19.5 Cl Cl 
n'c?Hn n-C5H|| . 26 26.5 50 

n-C3H7 n~C5HH R1 R2 
n-C4l-lq n-C5H1 \ n_C4Hq n-C4Hq 
n-C7H | 5 n-C5H11 n-C4Hq n-C5l-l1 [ 

n-C5HH H-C4HK; 
s5 n-C5H|| n-csl'lu 

TABLE 6 ' 

Compounds of the formula Examples of materials and devices embodying the 
invention will now be described by way of example 
only with reference to the accompanying drawings 

60 wherein: 
R] COO R2 FIG 1 < . . . . . . . 1s a sectional view of a twisted nemahc digital 

display; 
FIG. 2 is a sectional view of the display shown in 

R1 R2 C-SH (“(1) Sn"! (°C.) N-'l+ (“(1) Fl(}_ 1, 

n>C4Ho n-CsHn <20 134 [119] 65 FIG. 3 shows a rear electrode con?guration for FIG. 
n-C5HH n-C5H11 <20 191 [126} 1; 
“cm” “'CSH“ <20 190 [ml FIG. 4 shows a front electrode con?guration for 

FIG. lj 
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FIGS. 5, 6, 7 show schematic views of the device of 
FIGS. 1 to 4 with typical addressing voltages.- = 
The display of FIGS. 1 to 4 comprises a cell. 1, 

formed of two, front and back, glass slides 2, 3 respec 
tively, spaced about 7 pm apart by a spacer 4 all held 
together by an epoxy resin glue. A liquid crystal mate 
rial vl2 ?lls the gap between the slides2, 3 and the spacer 
4. In front of the front glass slide 2 is a front polarizer 5 
arranged with its axis of polarization axis horizontal. A 
re?ector 7 is arranged behind the slide 3. A rear polar 
izer 6 or analyzer is arranged between the slide 3 and 
re?ector 7. o 

Electrodes 8, 9 of tin oxide typically 100 A'thick are 
deposited on the inner faces of the slides 2, 3 as a com 
plete layer and etched to the shapes shown in FIGS. 3, 
4. The display has seven bars per digit 10 plus a decimal 
point 11 between each digit. As shown in FIG. 3 the 
rear electrode structure is formed into three electrodes 
x1, x2, x3. Similarly the front electrode structure is 
formed into three electrodes per digit and decimal point 
y1, y2, y3. . . . Examination of the six electrodes per digit 

shows that each of the eight elements can independently 
have a voltage applied thereto by application of suitable 
voltage to appropriate x, y electrodes. 

Prior to assembly the slides 2, 3‘bearin g the electrodes 
are cleaned then dipped in a solution of 0.2% by weight 
of polyvinyl alcohol (PVA) in water. When dry, the 
slides are rubbed in a single direction with a softtissue 
then assembled with the rubbing directions orthogonal 
to one another and parallel to the optical axis of the 
respective adjacent polarizers, i.e. so that the polarizers 
are crossed. When the nematic liquid crystal material 12 
is introduced between the slides 2, 3 the molecules at the 
slide surfaces lie along the respective rubbing directions 
with a progressive twist between the slides. 
When zero voltage israpplied to the cell 1 light passes 

through the front polarizer 5, through the cell 1 (whilst 
having its plane of polarization rotated 90°) through its 
rear polarizer 6 to the re?ector 7 where it is re?ected 
back again to an observer, (shown in FIG. 1 at an angle 
of 45° to the axis Z normal to axes X and Y in the plane 
of the slides 2, 3). When a voltage above a threshold 
value is applied between two electrodes 8, 9 the liquid 
crystal layer 12 loses its optical activity, the molecules 
being re-arranged to lie perpendicular to the slides 2, 3, 
i.e. along the axis Z. Thus light at that position does not 
reach the re?ector 7 and does not re?ect back to the 
observer who sees a dark display of one or more bars of 
a digit 10. 

Voltages are applied as follows as shown in FIGS._5, 
6 and 7 for three successive time intervals in a linescan 
fashion. An electric potential of 3 V/2 is applied to, i.e. 

20 

25 

30 

35 

40 

45 

50 

scanned down, each x electrode in turn whilst —V/2 is , 
applied to the remaining x electrodes. Meanwhile —3 
V/2 or V/2 is applied to the y electrodes. A coinci 
dence of 3 V/2 and —3 V/2 at an intersection results in 
a voltage 3 V across the liquid crystal layer 12. Else 
where the voltage is V or —V. Thus by applying —3 
V/2 to appropriate y electrodes as 3 V/2 is scanned 
down the x electrodes selected intersections are turned 
ON as indicated by solid circles. The electric voltage V 
is an ac signal of e.g. 100 Hz square wave, and the sign 
indicates the phase. ' . . 

It will be apparent to those skilledvin the art that the, 
device shown in FIGS. 1 to 71s ‘a multiplexed display 
because the electrodes are shared between ON and 
OFF intersections or display elements. 

55 

60 

18 
' A material embodying the invention which is suitable 
for use as the material 12 in the above device is as in 
Table 2 as follows (Mixture 1). 

TABLE 1 
MIXTURE 1 

Compound Weight percentage 

15 

23 

12 

10 

40 

' Alternatively the last mentioned compound may be 
substituted partially or wholly in the Mixture by one or 
more of the other ?uoro-compounds described above. 

Small amounts of a cholesteric material may be added 
to the nematic material to induce a preferred twist in the 
molecules in the liquid crystal layer. This and the use of 
appropriate slide surface treatment removes the prob 
lems of display patchiness as taught in UK. Pat. Ser. 
Nos. 1,472,247 and 1,478,592. Suitable cholesteric mate 
rials are: 

C, 15 about 0.1 to 0.5% by weight and CB 15 about 
0.01% to 0.05% by weight. 

I CH3 

C 15 is CHrCl-Iz-CI-P-Cl-lz-O CN 

CH3 

CB 15 is CH3—CH2—CH—CH2 CN 

Small amounts of pleochroic dye may be added to 
enhance the dispolay contrast, e. g. one of the anthraqui 
none dyes described in UK. patent application No. 
42,810/77. 

In another embodiment mixtures embodying the sec 
ond aspect of the invention may be used in a Freede 
ricksz effect cell. Such a cell may be constructed by 
sandwiching the liquid crystal material between glass 
slides having electrode ?lms deposited on their inner 
surfaces as in the above device. However, in this case 
the polarizers are not necessary, the glass slide inner 
surfaces are treated with a coating of lecithin and the 
liquid crystal material is a negative material whose mol 
ecules are‘ aligned in the OFF state perpendicular to the 
slide substrates (hometropic texture) by the lecithin 
coating. Application of an appropriate electric ?eld 
across the material in the ON state re-arranges the mole 
cules parallel to the slide surfaces (homogeneous tex 
ture). A pleochroic dye‘ may be incorporated in the 
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liquid crystal material to enhance the contrast between 
the ON and OFF states. . 

A Freedericksz effect cell made in the above way 
may incorporate Mixture 2 below, the cell spacing 
being 10 um. 

TABLE 2 

MIXTURE 2 

Percentage 
Compound by weight 

47% c4uq—@—coo—©—csnn—n 
F . 

47% 

C5I-I11—@—COO-@*C5H|1—n 
F 

Compound E 
6% 

CN CN 

The preparation of Compound E is described in UK. 
patent application No. 7,934,129. 

l.2% by weight of a known pleochroic dye e.g. 1,5 
bis-4'-n-butylphenylaminoanthraquinone may be added 
to Mixture 2 to give a dyed mixture Mixture 2a. 
When a voltage is applied across the cell, the colour 

changes from a weakly absorbing state to a strongly 
absorbing state. 

ln an alternative embodiment of the'invention a (cho 
lesteric-to-nematic) phase change effect device incorpo 
rates a material as de?ned above. ~ 

A cell is prepared containing a long helical pitch 
cholesteric material sandwiched between electrode 
bearing glass slides as in the twisted nematic cell de 
scribed above. However the polarizers and surface 
preparations for homogeneous alignment, e. g. treatment 
of the glass slide surfaces with SiO, are not used in this 
case. 

If the glass slides are untreated and the liquid crystal 
material has a positive dielectric anisotropy (Ae) the 
liquid crystal material is in a twisted focal conic molecu 
lar texture in the OFF state which scatters light. The 
effect of an electric ?eld applied between a pair of elec 
trodes on the respective inner surface of the glass slides 
is to convert the region of liquid crystal material be 
tween the electrodes into the ON state which is a 
homeotropic nematic texture which is less scattering 
than the OFF state. This is a ‘negative contrast’ type of 
phase change effect device. 

If the inner glass slide surfaces are treated, eg with a 
coating of lecithin, to give alignment perpendicular to 
those surfaces, and the liquid crystal material has A6 
negative the material in the OFF state is in a homeo 
tropic texture which has little scattering effect on inci 
dent light. If an electric ?eld is applied between a pair of 
electrodes on the respective inner surfaces of the glass 
slides the region of liquid crystal material between the 
electrodes is converted to a twisted homogeneous tex 
ture which scatters light (the ON state). This is a ‘posi 
tive contrast’ type of phase change effect device. _ ' 
The contrast between the two states in each casevmay 

be enhanced by the addition of a small amount of ‘a 
suitable pleochroic dye (e.g. 1% by weight ofLS-bisfp, 

20 
4'n-butylphenylamino anth'raquinone (in the case where 
A6 is positive) to the liquid crystal material. 

‘ A suitable‘ positive dielectric anisotropy material em 
bodying the invention for use in a phase change effect 

5 device is: 

i TABLE 3 

MIXTURE 3 

Percentage 
0 Material by weight 

C1H5CN 37.5% 

15 Mixture B C4HoCN 37.5% 60% 

clmo CN 25% 

2O 10% 
C15 RCOCN.(RC =~ Z-methyl 

(known) butyl) 

F ' ' 30% 

25 n—C4Hq‘©—OOC—@—-C5H|i—n 

A suitable negative dielectric anisotropy material 
embodying the invention for use in a phase change 

30 effect device, Mixture 4, is as follows: 

TABLE 4 

MIXTURE 4 

Percentage 
35 Compound ' by weight 

45% n-c5Hn<Q>ooc—@—c4uq—n 
F 

40 46% 

n-C5H11—Q>OOC—@—C5H1|—n 
F . 

45 Compound E 
8% 

c2H5—@—coo~Q’0oc—®—cu-u 
CN CN 

50 
g 1% 

(RC = Z-methylbutyl) 

55 In Mixtures 2 and 4 the Compound E may be re 
placed by one of the di-cyano compounds described 
above (products of Example 10 where Y and Z are both 

, CN). . 

60 In ‘mixtures lto 4 the stated ?uoro-esters present in 
the composition may be replaced partially by known 
unfluorin'ated esters of the form 
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-continued 

R coo R1 or 
5 

R coo R1 
10 

as appropriate (R=alkyl, R1=alkyl or alkoxy) (see for 
example the esters used un UK. patent published appli 
cation N0. 2,031,010A for multiplexed twisted nematic 15 
devices). 
We claim: _ 

1. A liquid crystal ester compound exhibiting a nega 
tive dielectric anisotropy having the structural formula: 

20 

R] (20.0 R; 25 

Y Z 

where R1 is an alkyl group; R2 is an alkyl or alkoxy 30 
group; 

35 

is a 1,4-disubstituted bicyclo(2.2.2) octane ring; 

40 

45 
is a 1,4-disubstituted benzene ring; 
Y is a group selected from the class consisting of 

halogen and cyano; and 
Z is a group selected from the class consisting of 

hydrogen, halogen and cyano; 50 
provided that where Z is other than hydrogen it is the 
same as Y. 

55 
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2. A compound as claimed in claim 1 and wherein the 

groups R1 and R2 are n-alkyl groups having between 1 
and 12 carbon atoms inclusive. 

3. A compound as claimed in claim 2 and wherein Z 
is the same as Y. ' 

4. A compound as claimed in claim 1 and wherein the 
group 

i QSQ 
5. A compound as claimed in claim 1 and wherein the 

group 

‘@‘is @ 
Y Z Cl 

6. A compound as claimed in claim 1 and wherein the 
group 

Y Z CN 

7. A compound as claimed in claim 1 and wherein the 
group R1 is an n-alkyl group having between 1 and 12 
carbon atoms inclusive and the group R2 is (+)—2 
methylbutyl. ‘ 

8. A liquid crystal composition comprising a mixture 
of liquid crystal compounds and wherein the improve 
ment comprises at least one of said compounds being a 
compound as claimed in claim 1. 

9. A liquid crystal electro-optic display comprising 
two dielectric substrates at least one of which is opti 
cally transparent, a layer of liquid crystal material sand 
wiched between the substrates and electrodes on the 
inner surfaces of the substrates to enable an electric ?eld 
to be applied across the layer of liquid crystal material 
to provide an electro-optic effect therein, and wherein 
the improvement comprises said liquid crystal material 
being a liquid crystal composition as claimed in claim 8. 


